family of these peptides with n^2 has also been shown to occur in plants,2~5) and the name phytochelatin has been proposed for this kind of peptide. The peptides are considered to be involved in detoxification and homeostasis of heavy metal ions.
There are a few reports whichhave shownthe occurrence of desglycyl peptides in Cd-peptide complexes. One of the Cd-binding peptides purified from Zea mays has been proved to be lacking in Gly, being composed of Glu and Cys, by an amino acid analysis.6) In addition, based on a comparison of the amino acid composition between an acid hydrolysate and enzymatic digest of the Cd-binding peptides from S. pombe and Candida glabrata, the presence of desglycyl peptides has been suggested.7'8) In this study, the peptides in a Cd-peptide complex of S. pombe were characterized by the recent coupling technique of high-performance liquid chromatography (HPLC)with fast atom bombardmentmass spectrometry was employed, in which the flow rate of the eluent was 1.0 ml/min. The eluate was monitored by absorption at 210 nm, and a 10% glycerol solution was added to it just prior to its introduction to the MSspectrometer. As shown in Fig. 1(A) , the HPLCchromatogram gave four apparent peaks designated as P-1 to P-4, apart from that appearing at the void volume. Mass spectra of the peaks are shown in Fig. 1(B) to (E), respectively. In Fig.  1(B) , a base peak appeared at m/z 540, which corresponds to the mass number of [(y-Glu-Cys)2-Gly+H] +. The mass numbers expected to have arisen from the fragmentation of(y-Glu-Cys)2-Gly are shown in Fig. 2 , in which the ions observed in the spectrum are marked by asterisks. The nomenclature in Ref. 12 is used for of the fragment ions in the spectrum of (y-Glu-Cys)2-Gly, More than a half of the N-terminal ions and only the Y"-series of the C-terminal ions can be seen in the spectrum. P-l was, therefore, assigned as (y-Glu-Cys)2-Gly, which many workers have isolated from this fungus. The mas spectrum of P-2 showed a base peak at m/z 483, which corresponds to a substance lacking in Gly from (y-Glu-Cys)2-Gly. In this mass spectrum, the N-terminal fragment ions which appeared in the P-l spectrum were also observed. However, the peaks at m/z 179 and 308, the C-terminal fragment ions from P-l, did not occur, and peaks at m/z 122 and 251 emerged with minor intensity, which differ by a 57 mass unit from the C-terminal ions of P-l. These data supported P-2 being assigned to the peptide of (y-Gly-Cys)2. In a similar manner, P-3 and P-4 could be assigned to (y-Glu-Cys)3-Gly and (y-GluCys)3, respectively.
The levels of the desglycyl peptides depended on the culturing period. They were not detected in the earlier stage of culture, while they increased with culturing period (data not shown). The synthetic pathway for the desglycyl peptides has not been clarified. According to the report13) on the synthesis of the peptides, (y-Glu-Cys)2-Gly was formed by transpeptidation of the y-Glu-Cys moiety of glutathione to another glutathione, and (y-Glu-Cys)n-Gly with n^3 was also successively formed by a similar transpeptidation.
For the synthesis of the desglycyl peptides, there are two possible mechanisms. One is that the y-Glu-Cys moiety of glutathione is transferred to the y-Glu-Cys moleculle that is the precursor of glutathione. The other is that Gly is released from the formed peptides by hydrolytic cleavage by carboxypeptidase. At present, ii is unclear which process acts. These desglycyl peptides could form heavy metal complexes,7) so that they would be considered to function as a detoxification substance foi the metals together with the peptides, (y-Glu-Cys)n-Gl) (n^2). A further study is, therefore, needed to elucidate the synthetic mechanisms.
